PART I
. Calculated optical absorption spectrum for [Au18(SH)14] cluster in good agreement with the experimental data of reference: A. Das, C. Liu, H. Y. Byun, K. Nobusada, S. Zhao, N. Rosi and R. Jin. Angew. Chem., 2015, 127, 3183-3187. PART II Figure S2 . Calculated bond lengths of studied structures. Type of bonds are indicated by labels. Table S1 . Table reporting Boltzmann weights of an extended set of isomers for various compositions (n). Absorption spectra belong to the more stable isomers and show contribution to the first HOMO-LUMO transition mainly. PART IV Figure S3 . Comparison between experimental absorption spectra reported for the thiolated Au18 cluster. Tsukuda data correspond with the curve included in reference 32, While Jin curve corresponds with the X-Ray solved structure (Ref. 21b) . Noteworthy is that Jin reported thiolated Au18 cluster as non-chiral rather a chiral one by Tsukuda, but both curves look similar.
PART III
PART V Figure S4 . Comparison between calculated CD profile of thiolated Au18 cluster, from relaxed experimental Au9 core structure (published by Jin et al.) and Tsukuda data. Interestingly, both curves show coincidence in the position and sign of peaks located at 3.13 and 3.49 eV. Noteworthy is that one isomer reported by Tlahuice et al. (Ref. 22a ) depicts a good agreement with experimental curve by Tsukuda. 
